QM Calculations
All the structures considered in this study were optimised at the DFT-D3/BLYP/def2-TZVPP level of theory with the TURBOMOLE 6.4 suite of programs. [1] Grimme's advanced dispersion-corrected approach [2] (DFT-D3) with the def2-TZVPP basis set was chosen, as it efficiently considers the effective-core potentials for Sb atoms. [3] Frequency calculations were performed for all the geometries to characterise them as minima with no imaginary frequency.
The electrostatic potentials were generated on the molecular surfaces defined by Bader et al., [4] as the 0.001 a.u. (electrons/bohr 3 ) contour of the electron density. The most positive value of the potentials (the local maximum) can be characterised as well as measured on the molecular surfaces and is designated as V s,max . In this study, the electrostatic potentials were calculated at the HF/def2-QZVP level of theory using Gaussian09 [5] and Molekel4.3 [6] programs. Natural bond order (NBO) analysis was performed at BLYP/def2-TZVPP level from NBO 3.1 program [7] as implemented in Gaussian 09 using the optimized geometries. Noncovalent interaction (NCI) index calculations were done using the Multiwfn program [8] and graphical representation was displayed with the VMD program. [9] The interaction energy was decomposed by using the density functional theory-based symmetry-adapted perturbation theory (DFT-SAPT). The inaccurate energies of the virtual orbitals attained from DFT method were corrected by a gradient-controlled shift procedure. To obtain the desired shift value, PBE1PBE/aug-cc-pVDZ and PBE1PBE/def2-TZVP level of theory were taken in this study. The DFT part was treated using the localized and asymptotically corrected LPBE0AC exchange correlation functional and the aug-cc-pVDZ basis set. For, Sb atom, aug-cc-pVDZ-PP basis set has been chosen.
Larger basis set (e.g., aug-cc-pVTZ) has been used to take the account of energetic values, which is underestimated in the dispersion term.
Synthetic procedure
0.55 g of SbCl 3 was mixed together with 0.138 mL hexafluorobenzene in toluenu (ca. 5-6 mL) and ultrasonicated for 30 min. Crystals of adduct were obtained in freezer at -28°C -m. p. -23°C, yield ~ 65%.
Crystallography
The X-ray data for colorless crystals of toluene-SbCl 3 adduct were obtained at -28°C and measured at 150 K using Oxford Cryostream low-temperature device on a Nonius KappaCCD diffractometer with Mo K radiation (0.71073 Å), a graphite monochromator, and the  and  scan mode. Data reductions were performed with DENZO-SMN [10] . The absorption was corrected by integration methods [11] . Structure was primarily solved by direct methods (Sir92) [12] and refined by full matrix leastsquares based on F 2 (SHELXL97) [13] . Hydrogen atoms were mostly localized on a difference Fourier map, however to ensure uniformity of treatment of crystal, all hydrogen were recalculated into idealized positions (riding model) and assigned temperature factors Hiso(H) =1.2Ueq(pivot atom) or of 1.5Ueq for the methyl moiety with C-H = 0.96 and 0.93 Å for methyl and hydrogen atoms in aromatic ring, respectively. CCDC Nr. 
1432791.
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Fig. S1:
Structure of toluene-SbCl 3 adduct -ORTEP view -50% probability level. 
